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. NMR chemical shifts and correlations for compound 6 in D 2 O…………………..…..3 Table S2 . NMR shifts and correlations for compound 6 in DMSO-d 6 …………………………...4 Figure S1 . UV absorbance spectra of 2'-deoxyadenosine and 5 ………………………..……... 5 Figure S2 . Figure S18. Stability of compound 5 under conditions used to enzymatically digest duplexes A and B. The blue diamonds represent the disappearance of 5 in pH 5.6 buffer (sodium acetate, 30 mM erythro-9-(2-hydroxy-3-nonyl)adenine, 40 µM, ZnCl 2 , 1 mM, and 5, 1 mM). The red circles represent the disappearance of 5 in pH 8.9 buffer (Tris-HCl, 100 mM, erythro-9-(2-hydroxy-3-nonyl)adenine, 40 µM, ZnCl 2 , 1 mM, and 5, 1 mM). The dissociation was measured using the HPLC method described in the Experimental Section of the main body of the paper. Figure S20. Gel electrophoretic analysis of the stability of the dA-Ap cross-link in 32 P-labeled duplexes A and B. The purified cross-linked duplexes were incubated in HEPES buffer (50 mM, pH 7.0) containing NaCl (100 mM) at 37 °C. Lanes 1-11 show data for duplex A and lanes 12-19 depict data for duplex B. Lane 1 is a marker lane containing the full-length, 32P-label uracil-containing precursor oligonucleotide from duplex A. Lane 2 is the Ap-containing duplex A. Lane 3 is the piperidine-treated Ap-containing duplex A, showing nearly complete conversion to the 3'-4-hydroxy-2-pentenal-5-phosphate cleavage product. During the incubation, 5 µL aliquots were removed at 0, 0.25, 1, 2, 5, 10, 15, and 21 days, the DNA ethanol precipitated, and the DNA stored at -20 ˚C until prior to analysis on by 20% denaturing polyacrylamide gel electrophoresis. Lanes 4-11 show the time-course for dissociation of the cross-link in duplex A, while lanes 12-19 show the time course for the dissociation of the crosslink in duplex B. The amount of DNA in each band was quantitatively measured by phosphorimager analysis. Figure S20 , monitoring the stability of the dA-Ap cross-link in duplexes A and B incubated in HEPES buffer (50 mM, pH 7.0) containing NaCl (100 mM) at 37 °C. The red triangles show the data for duplex B and blue diamonds show the data for duplex A. The data was fit to a first-order decay to give apparent first-order rate constants of k = 8.2 x 10 -3 h -1 for the dissociation of duplex A and k = 1.1 x10 Figure S22. 20% Denaturing polyacrylamide gel electrophoretic analysis of the stability of the dA-Ap cross-link in 32 P-labeled duplexes A and B incubated for 96 h at various temperatures and pH values. Lanes 1-5 show the purified duplex A subjected to various conditions. Lane 1: isolated cross-link standard. Lane 2: sodium phosphate (20 mM, pH 7) containing NaCl (100 mM) at 22 °C for 96 h, Lane 3: sodium phosphate (20 mM, pH 7) containing NaCl (100 mM) at 4 °C for 96 h, Lane 4: sodium acetate (20 mM, pH 5.2) containing NaCl (100 mM) at 22°C for 96 h, and Lane 5: Tris-borate buffer (13 mM and 4 mM, respectively, pH 9.2) containing NaCl (100 mM) at 22°C for 96 h. Lanes 6-10 show data for duplex B. Lane 6: isolated cross-link standard. Lane 7: sodium phosphate (20 mM, pH 7) containing NaCl (100 mM) at 22 °C for 96 h, Lane 8: sodium phosphate (20 mM, pH 7) containing NaCl (100 mM) at 4 °C for 96 h, Lane 9: sodium acetate (20 mM, pH 5.2) containing NaCl (100 mM) at 22°C for 96 h, and Lane 10: Tris-borate buffer (13 mM and 4 mM, respectively, pH 9.2) containing NaCl (100 mM) at 22°C for 96 h. The intensity of each band was quantitatively measured by phosphorimager analysis.
